Abstract: This paper studies 1-butyl-1-methylpyrrolidinium tris(pentafluoroethyl) trifluorophosphate ionic liquid ([BMP][FAP]) as a 1 wt% additive to a polyalphaolefin (PAO 6) in the lubrication of CrN and TiN PVD coatings. Friction and wear behaviour were determined by using a ball-on-plate reciprocating tribometer at two loads (20 and 40 N) and a reciprocating frequency of 10 Hz. The tribological behaviour of this mixture has also been compared to a traditional oil additive, like zinc dialkyldithiophosphate (ZDDP). As an additive, ionic liquid exhibited an important friction and wear reduction compared to the base oil. However, tests conducted with ZDDP show slightly better results. XPS was used to analyse wear surfaces. The interactions of each additive with the surface contributed to improving the tribological behaviour of the lubricants.
Introduction
Ionic liquids (ILs) are salts formed by the interaction between a weakly-coordinating inorganic anion and an organic cation. The chemistry and functionality of the salt is usually controlled by the anion, although the cation has a strong impact on the stability. Recently, there has been considerable interest in ILs due to their unique range of properties and particular characteristics, which include negligible vapour pressure, low melting point and flammability, high ionic conductivity and thermo-oxidative stability and controlled miscibility with organic compounds [1] [2] [3] [4] [5] [6] . Despite significant cost drawbacks compared to conventional fluids, interest in ILs is driven by the potential versatility of these fluids, particularly for electrochemistry, the development of new materials, extraction technology, organic synthesis, catalysis and tribology [3] [4] [5] [6] . Nevertheless, in order to determine the usefulness of the new compound, a much more focused understanding and the associated determination of the physical and chemical properties may be an important goal for the future [2, 7] . Despite of the fact that considerable research into ILs as specialty lubricants has been carried out, their tribological properties and mechanism of action remain unclear [1, 8] .
Ionic liquids have been studied as lubricants of a series of contacts over the last decade, particularly steel-steel [9] [10] [11] [12] [13] [14] [15] , lightweight materials (aluminium and silicon alloys) [16] [17] [18] [19] [20] , various engineering surfaces, like nanocrystalline nickel coating [21] , phosphor bronze [22] , electrodeposited Ni/Si 3 N 4 composition coating [23] , 1Cr18Ni9Ti stainless steel modified by plasma nitriding [24] and many friction coefficient and wear reduction of the traditional additive ZDDP in the same weight proportion. Hernández et al. [50] analysed the same [(NEMM)MOE][FAP] ionic liquid as a pure lubricant and as an additive (PAO 6 as base oil) within the lubrication of three PVD coatings (TiN, CrN and DLC). The results show an important friction and wear reduction when the IL was used as pure lubricant. Furthermore, a friction reduction was observed when the ionic liquid was used as an additive in comparison with the performance of neat PAO 6. Considering the industrial applications of such coatings in lubricated contacts and the growing research interest of ionic liquids in lubrication, this paper studies the use of 1-butyl-1-methylpyrrolidinium tris(pentafluoroethyl)trifluorophosphate ionic liquid ([BMP] [FAP]) as a 1 wt% additive to a polyalphaolefin (PAO 6) in the lubrication of two PVD coatings (CrN and TiN) and includes a comparison with the tribological behaviour of the PAO 6 containing an identical concentration of ZDDP in the lubrication of the above-mentioned PVD coatings.
Experimental Section
In order to study the effectiveness of the [BMP] [FAP] ionic liquid as a lubricant additive, a polyalphaolefin (PAO 6) kindly provided by REPSOL S.A. was used as the base oil. The ionic liquid used in this work was commercially available from Merck KGaA (Darmstadt, Germany). In order to measure the effectiveness of the IL as an additive, a mixture of PAO 6 with a traditional additive, ZDDP, was employed as a reference oil. From the closely-related chemicals constituting the ZDDP chemical category, zinc, bis(2-methylpropoxy)-sulfanylidene-sulfido-λ5-phosphane (CAS No. 68457-79-4) was kindly supplied by REPSOL S.A. and used for this purpose. The characteristics of the materials and specimens used in the experiments are listed in Table 1 . An ultrasonic probe was utilized for 5 minutes in order to disperse the ionic liquid and ZDDP in the base oil in a concentration of 1 wt%. Unlike ZDDP, which is soluble in the base oil, the stability of the ionic liquid mixture was monitored. In a previous author's work [51] , neat PAO 6, PAO 6 + 1 wt% ZDDP and PAO 6 + 1 wt% [BMP][FAP] were examined using attenuated total reflection-Fourier transform infrared spectroscopy (ATR-FTIR). Due to the low concentration of the additives studied, the resulting spectra of the blends were very similar to the neat PAO 6 result.
For the tribological tests, a CETR-UMT-3 micro-tribometer with a reciprocating ball-on-plate configuration was employed. AISI 52100 chrome steel balls with a 9.5-mm diameter and a hardness of 63 HRC were in sliding contact with ASTM A-569 steel plates (10ˆ10ˆ3 mm 3 ) coated with TiN and CrN, respectively, in the presence of 15 mL of PAO 6 + 1 wt% [BMP] [FAP] . In the same conditions, neat PAO 6 and PAO 6 + 1 wt% ZDDP were also tested to compare the results of the mixture containing ionic liquid with the base oil and the mixture with ZDDP.
Friction and wear tests were performed for a period of 30 minutes under normal loads of 20 and 40 N (corresponding to mean contact pressures of 0.9 and 1.14 GPa, respectively), 1 mm of amplitude and a frequency of 10 Hz. Normal load was applied using a closed-loop servomechanism, and normal load and friction force were measured with the strain gages. Three repetitions for each test condition at room temperature were made.
After lubricated tribological tests, the surface topography and wear scar volume of the coated lower plates were studied using a Zygo New View 5000 microscope, which uses white light interferometry to produce images of the surface topography. The chemical composition of the worn surfaces was also determined by X-ray photoelectron spectroscopy (XPS) with a SPECS Phoibos 100 MCD5 system equipped with a hemispherical electron analyser operating in a constant pass energy, using Mg K alfa radiation (hν = 1253.6 eV). The background pressure in the analysis chamber was kept below 5ˆ10´9 mbar during data acquisition. Individual high-resolution spectra were taken at a pass energy of 30 eV. All spectra were calibrated using C1s peak fixed at 284.6 eV. The binding energies (BE) of N 1s, O 1s, F 1s, Ti 2p and Zn 2p 3/2 core levels were used to reveal the chemical state of the respective species.
In order to study the possible corrosion damage of the coated surfaces due to their interaction with the ionic liquid, pure [BMP] [FAP] was applied on the CrN and TiN surfaces (previously cleaned in an ultrasonic bath with heptane and then air dried), which remained at room temperature for two weeks while the corrosion activity was observed. Additionally, coated surfaces were dipped in to the ionic liquid and maintained at 100˝C for 10 h. After both tests, coated surfaces were analysed using scanning electron microscopy (SEM) and energy dispersive spectroscopy (EDS). As a result, no corrosion activity was detected on the surfaces coated with TiN or CrN.
Results and Discussion
The friction coefficient was measured during the tests. Average values were obtained from the three replicates performed for each test condition and PVD coating, ensuring that standard deviation values were below 0.009 in every case ( Table 2) . As is observed, there is a logical increase of the friction coefficient when the applied load rises. The friction coefficient was measured during the tests. Average values were obtained from the three replicates performed for each test condition and PVD coating, ensuring that standard deviation values were below 0.009 in every case ( Table 2) . As is observed, there is a logical increase of the friction coefficient when the applied load rises. (Figure 2a,c) showed the running-in period. Nearly constant values of the friction coefficient can be observed for all of the lubricants employed when the steady state is reached (Figure 2b,d) . For both PVD coatings (CrN and TiN) under an applied load of 20 N, significant differences between the lubricant samples were detected. The mixture with ZDDP shows the lowest friction coefficient of the three oil samples. The ZDDP mechanism of action can explain this fact because of the additive-metal surface interaction, which avoids welding and reduces friction and wear [52, 53] . For tests made with ionic liquid as the additive, a significant friction coefficient reduction compared to neat PAO 6 can also be observed. However, this result was below the performance compared to that obtained when the traditional additive ZDDP was employed.
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Wear surfaces were analysed by XPS to evaluate the chemical mechanisms of the ionic liquid-coating interactions. The XPS experiments were carried out with a magnesium X-ray source (1253.6 eV) with a 1-cm 2 area under ultra-high vacuum conditions. In order to be able to distinguish between the electrons located from the outside of the wear scar and those located from the inside, a 2.5 mm-diameter iris was inserted between the sample and the detector, focusing on the correct area of the sample prior to the scanning procedure. CasaXPS, as well as home-developed software by the authors were used to deconvolute the experimental profiles.
CrN samples loaded at 40 N, with a worse friction coefficient, showed a single F 1s peak at 688.1 eV corresponding to the [FAP] anion [47] . Furthermore, Cr 2p analysis showed two different peaks at 575.7 eV and 574.9 eV assignable to air-exposed CrN and CrN, respectively [52] . According to these results, there seems to be no evidence of interaction between the ionic liquid and the coating at 40 N. However, samples loaded at 20 N showed two F 1s peaks at 687.9 eV and 686.2 eV belonging to [FAP] anion and CrF [48] . The existence of chromium-fluoride compounds was confirmed by analysing the Cr 2p XPS band. In this case, three peaks were obtained at 574.9 eV, 575.7 eV and 579.8 eV, which can be assigned to CrN, air-exposed CrN and CrF, respectively [54, 55] . In view of the results, the experiments with the lower load (where better friction coefficients were obtained) showed a F-Cr interaction that could be characterized by XPS. These interactions arise from the tribofilm created over the surface and could be responsible for the reduction in the friction coefficient. Table 3 summarizes these results. (Table 4) . This is probably related to the lower tribological behaviour of this lubricant sample compared to that containing ZDDP. Additionally, titanium fluoride compounds may also be involved in the tribofilm in ionic liquid lubrication. It is important to state that titanium fluoride compounds are expected to appear at high binding energies (458 eV or higher [47, 57] ). Unfortunately, the Ti 2p 1/2 band appears at 6 eV above that of the Ti 2p 3/2 one. Therefore, Ti 2p 1/2 bands arise from Ti˝overlap with Ti 2p 3/2 from titanium fluoride compounds. As a consequence TiF structures are not easy to detect in Ti˝-containing samples. In order to confirm the previous results, the F 1s photoelectron band was also examined (Table 4 ). F appears as titanium fluorides (TiF, TiOF 2 ) for the test made at 20 N. The situation for samples lubricated with neat PAO 6 is coherent with the presented theory. The analysis for the lowest load does not show Ti˝, and therefore, the lubrication performance is worse. B.E. is binding energy. % refers to the percentage of that assignation for a certain load.
According to interferometry data, the TiN coating is almost removed when the highest load (40 N) was used with PAO 6 as the lubricant. This can also be confirmed through XPS experiments, as the coating could not be detected at all in the case of neat base oil; in the case of the other lubricant samples, different titanium oxides were present. These Ti compounds are probably residues of the original TiN coating. At this highest load, fluorine is mainly found as FAP´or partially-damaged FAP´(with partially-hydrogenated carbon chains) when [BMP] [FAP] was employed as an additive.
Conclusions
In this paper, [BMP] [FAP] ionic liquid was studied as an additive to PAO 6 in the lubrication of CrN and TiN PVD coatings. In addition, it presents a comparison with the use of ZDDP as additives to PAO 6 in the lubrication of the same coatings. Although the use of the ionic liquid as a 1 wt% additive to PAO 6 resulted in a friction reduction compared to neat PAO 6 for both coatings and applied loads, the lubricant samples containing ZDDP as the additive in PAO 6 always exhibited the lowest friction coefficients. Even though it has been observed that the antifriction and antiwear performance of [BMP] [FAP] as a 1 wt% additive is lower than that of ZDDP, the use of this ionic liquid may be interesting as a friction and wear reduction additive in neat PAO 6. In the case of CrN, the XPS results show that a tribofilm involving the interaction between fluorine and chromium was generated at 20 N of applied load. However, this tribofilm may not be present at 40 N, probably due to the high load that leads to a higher film removal rate than the rate at which film forms at the rubbed surface. The presence (at 20 N) or absence (at 40 N) of this Cr-F interaction was confirmed by analysing the chromium 2p band, showing Cr-F peaks at 20 N, but not at 40 N. These results are also in good agreement with the friction coefficient data.
For the test made at 20 N using [BMP] [FAP] or ZDDP as additives in the lubrication of TiN surfaces, friction and wear reduction is associated with the formation of a tribofilm that seems to involve the reduction of the TiN coating to produce a certain amount of Ti˝. Depending on the wear conditions, partial reduction of TiN may also occur. From the XPS results, neat PAO 6 is the worst lubricant in the creation of a tribofilm leading to almost complete removal of TiN coating at 40 N.
